Analyticals

1
H-NMR and 13 C-NMR spectra were recorded with a Varian Mercury 300 (300 MHz) spectrometer.
Chemical shifts (δ) are expressed in ppm, and coupling constants (J) are expressed in Hz. GC analyses were performed with a Dani 6500 gascromatograph: gas carrier H 2 (0.6 bar, T=100°C), detector FID (Flame Ionization Detector), T max = 300°C. Chiral capillary GC columns used:
DMePeBeta-CDX-PS086 (diameter 0.25 mm, length 25 m, thickness 0.25 μ, MEGA) and MegaDex DET beta (diameter 0.25 mm, length 25 m, thickness 0.25 μ, MEGA). HPLC analyses were performed with a Jasco Pu-980 equipped with a UV-vis detector Jasco UV-975. Chiral HPLC columns used: Chiralcel OD-H (250x4mm, Daicel), Chiralcel OD (250x4mm, Daicel), Lux cellulose-2 column (4.6 x150 mm, Phenomenex) and Lux cellulose-3 column (4.6 x150 mm, Phenomenex). Rotary power determinations were carried out using a Jasco P-1010 spectropolarimeter, coupled with a Haake N3-B thermostat.
Enzymatic activity
Enzymatic activity was measured spectrophotometrically at 340 nm by determining the consumption of NADPH during the reduction of acetophenones at 22°C in a half-micro cuvette (total volume 1 mL) for 5 min. The cuvette contained the ketone (0.47 mM) dissolved in DMSO (final concentration 0.1%) and NADPH (0.25 mM) in Tris-HCl 50 mM pH 8.0 buffer in a 1 mL volume. The reaction was initiated by the addition of KRED1-Pglu (0.07 mg). The reaction rates were calculated from measurements determined in triplicate. One unit (U) of activity is defined as the amount of enzyme which catalyses the consumption of 1 µmol of NADPH per minute. Relative rates were calculated taking into account the maximal activity registered towards 4'-nitroacetophenone.
Preparative reduction of acetophenones
General procedure for the ketone reduction using a NADPH recycle system was as follows:
reductions were carried out in 10 mL screw-capped test tubes with a reaction volume of 5 mL with KRED1-Pglu (20 mU/mL), GDH (1 U/mL), NADP + (0.1 mM), substrate (1 g/L), glucose (4 x mMol of substrate) suspended in 50 mM Tris/HCl buffer pH 8.0. The samples were extracted with ethyl acetate (3x5 mL). The organic extracts were dried over anhydrous sodium sulfate and subjected to chiral GC or HPLC analysis. 
Characterization of the products
